Data integration and global-cell refinement were performed using the program SAINT.
the structure exhibiting the highest degree of pseudosymmetry and perfect domain overlap. Further compression of the single crystal to ca. 0.35 GPa resulted in a unit cell with a higher degree of deviation from a perfect monoclinic C cell [triclinic unit-cell parameters: a = 9.4360(15), b = 9.4899 (8) , c = 14.4658(8) Å, α = 98.944 (5) , β = 98.754 (9) , γ = 100.586(9)°]. Two orientation matrices were used to integrate the low-temperature data, for which the two twin components did not perfectly overlap; the program TWINABS 7 was used to correct for absorption and systematic errors and a HKLF5 reflection file was used for the refinement of the low-temperature structure. The twin scale factors were 0.445(5) and 0.509(18) for the low-temperature and high-pressure crystals, respectively.
The octahedral geometry of the F-atoms was enforced through the use of restraints whilst opposite Fatoms were constrained to have the same anisotropic displacement parameters. For the high-pressure structure, disordered C-atoms were refined with isotropic displacement parameters. increase the data to parameter ratio, in particular for the high-pressure data. In addition, the independent molecules in the asymmetric unit were restrained to have similar geometries. The preference for using a heavily restrained anisotropic model over the use of an isotropic model with fewer parameters for crystals whose weak diffraction can be ascribed to large thermal motion has been discussed by Watkin. c Total number of contacts: contacts involving disordered atoms were weighted according to site occupancies and rounded to the nearest integer, see Table S3 for details. Figure S4 . Powder patterns simulated using the experimentally-determined single-crystal structures as input. For the γ-form, MAZXOB01 was used. Dotted lines are used as a guide to the eye to facilitate comparison with Figs. 8, 9 and 10 in the paper for Triolo et al. 12 The program Mercury 11 was used to generate the simulated patterns. Input parameters were as following: λ = 1.54056 Å; 2θ range: 2-20°, 2
Theta
Step: 0.02°. FWHM Peak shape: 0.1. Tick marks colour: magenta; systematic absences colour:
green.
